Two new oleanane-type triterpenoid glycosides, brauhenoside A and B (1 and 2) were isolated from the fruits of Stocksis brauhica and their structures elucidated by extensive spectroscopic experiments.
Brauhenoside A (1) and B (2) were isolated, as white gums, from the n-butanol soluble part of the methanolic extract of S. brauhica. The compounds displayed molecular ion peaks [M+H] + at m/z 1090.5913 (calc.1090.5920) and 1120.5680 (calc 1120.5670) in the HR-FAB-MS, in accordance with the empirical molecular formulae C 54 H 90 O 22 and C 54 H 88 O 24 respectively.
The NMR spectroscopic data of 1 (Table 1) were consistent with the presence of a tridesmosidic oleanane type structure. All NMR assignments were based on COSY, HMQC, HMBC and NOESY experiments. Taking into account the results of our comprehensive 1 H and 13 C NMR spectroscopic studies and previous knowledge derived from metabolites isolated from this family [5] , the main features of an oleanane type triterpene were evident from the characteristic signals of an allylic proton at δ 2.38 (dd, J = 13.6, 3.6, H-18) [6] , and an additional seven tertiary methyl protons resonating at δ 0. Table 1 ). The small coupling constant between H-2 and H-3 (J 2,3 = 4.15) indicated that the two hydroxyl groups adopted a vicinal cis β configuration [7] . The third hydroxyl group, substituted at C-21, was confirmed by the HMBC interactions of protons at δ 0.95 (H-29) and 0.89 (H-30) with C-21. The stereochemistry of the hydroxyl group at C-21 was assigned from the large coupling constant of the double doublet (J 21,22 = 10.0, 5.0 Hz), which suggested that the hydroxyl of C-21 was β-oriented. 
Experimental
General: Column chromatography (CC) was performed on silica gel (70-230 mesh, 230-400 mesh). Fractions were monitored by TLC, which was carried out on silica gel layers (E. Merck) using n-butanol-AcOH-water (12:3:5). The separated compounds were detected at 254 and 366 nm and by staining with ceric sulfate reagent, followed by heating. IR spectra were obtained using a Jasco-320-A spectrophotometer. Optical rotations were measured using a Schmidt & Haensch polartronic-D polarimeter. 1 H-, 13 C-NMR, COSY, HMQC, HMBC and 2D J-resolved spectra in CD 3 OD for compound 1 were measured at 500 and 125 MHz, using an AM 500 Bruker Spectrometer. Chemical shifts are given in δ (ppm) and coupling constants in Hz. EI-MS were measured using a JMS-HX-110 spectrometer, with a data system. FABMS and HR FABMS were recorded on a double focusing Varian MAT-312 spectrometer. 
Plant material:

Acid hydrolysis: Compounds 1 and 2 (3 mg) in
MeOH (5 mL) were hydrolyzed with 10% aq HCl for 3h at 100°C. On cooling, the aglycone was extracted with EtOAc. The aqueous hydrolyzate was neutralized with silver carbonate and concentrated; the sugars were found to be glucose and rhamnose by co-TLC using EtOAc: MeOH: HOAc: H 2 O (11:2:2:2).
Synthesis of L-cysteine methyl ester hydrochloride:
To a -10°C solution (3.6 M) of thianoyl chloride (3.6 equiv) in methanol, L-cysteine (1 equiv) was added. After being stirred for 24 h at room temperature, the reaction mixture was concentrated under reduced pressure. Subsequent treatment of the crude material with diethylether led to the precipitation of the desired α-amino ester hydrochloride salt [11] .
Determination of absolute configuration of sugars:
The concentrated residue of the hydrolyzed sugar in pyridine (100 μL) and L-cysteine methyl ester hydrochloride (0.06 mol/L) were mixed, and the solution warmed at 60°C for 1h. Acetic anhydride (150 μL) was then added, and the mixture warmed at 90°C for a further hour. After evaporation of the pyridine and acetic anhydride in vacuo, each residue was dissolved in acetone (350 μL), and the solution (1 μL) subjected to GC under the following conditions: capillary column, SPB 5 (15 m x 0.53 mm x 0.50 μm); column temperature 220 ο C; injection temperature 270 ο C; carrier gas N 2 . Peaks for peracetylated thiazolidine derivatives with retention times of 6.40 and 3.66 min were observed for both samples, which were identical to the derivatives of D-glucose and L-rhamnose, respectively, prepared in the same manner [9] .
